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Synthesis of a helicene-fused porphyrin leading to
a p-extended chiral chromophore†

Vincent Silber,a Nathalie Gruber,b Marion Jean,c Nicolas Vanthuynec and
Romain Ruppert *a

The preparation of several covalently linked [6]-helicene-

porphyrins is reported. A fused [6]-helicene-porphyrin p-extended

aromatic system was isolated, the enantiomers separated and the

chiroptical properties determined. The oxidative cyclodehydro-

genation proved to be very effective for six-membered fused helical

systems, but not suited for the formation of five-membered fused

systems.

The syntheses of polycyclic (hetero)-aromatic hydrocarbons
(PAHs) have been extensively developed recently because new
synthetic methods and better analytical tools have given easier
access to these large molecules.1,2 These molecules were pre-
pared to provide experimental data to better understand the p-
electron distribution in these molecules. Unusual physical or
mechanical properties were also expected for these small
molecular analogues of graphene. Among this class of com-
pounds, distorted large aromatic molecules are potentially
chiral compounds.3,4 ortho-Fused polycyclic aromatic hydrocar-
bons, named helicenes, are chiral PAHs and their chemistry
has been developed in the last two decades due to improved
synthetic access.5 Their intrinsic chirality might lead to appli-
cations in material sciences, asymmetric synthesis or catalysis.
In particular, chiroptical properties are expected from enantio-
pure thermally stable helicenes. The two enantiomers of heli-
cenes are stable as soon as the number of ortho-fused rings is at
least equal to six.6 Light absorbance of simple helicenes occurs
mainly in the UV region, but incorporating a chromophore will
generate a chiral compound also able to absorb visible light.

Porphyrinoids, the pigments of life, are large aromatic systems
absorbing in the visible region. The presence of metal ions in
their cores brings additional physical or chemical properties
compared to other polyaromatics. Chiral porphyrinoids are
known, but examples of porphyrins with intrinsic chirality are
much rarer.7 Helical porphyrinoids have been prepared and for
some of them both enantiomers were separated and their
chiroptical properties studied.

Extended porphyrins present very interesting electronic
properties and their synthesis was improved markedly
during the last two decades. Fusing other aromatics to the
porphyrin core has led to chromophores absorbing light in the
visible and the near-infrared regions.8 Among other synthetic
routes to extended porphyrins, the cyclodehydrogenative oxida-
tion (Scholl reaction) has provided access to many new
porphyrinoids.9 Very often, one or several meso-substituents
were fused to the porphyrin core via a five or six-membered ring
(see Fig. 1).

Herein, we report the synthesis and structural, optical,
electrochemical and circular dichroism properties of por-
phyrin–helicene scaffolds. In particular, the preparation, the
electronic properties, the separation of the enantiomers, and
the electronic circular dichroism of a fused porphyrin-helicene
compound are described.

The Scholl reaction conditions were applied to compound 1,
a tetraarylporphyrin bearing three meso-aryl groups substituted
twice in their ortho positions and one meso-aryl group with two
electron donating methoxy substituents (see Scheme 1). With

Fig. 1 Five- vs. six-membered fused meso-aryl groups (R, R1, and R2

electron-donating substituents).
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this substitution pattern, the formation of only one C–C bond
formation remained possible. A green compound 2 was isolated
in 60% yield when iron(III) chloride was used as an oxidant.

After this encouraging result with a simple nickel(II) por-
phyrin, a nickel(II) porphyrin bearing a helicene as meso-aryl
group was prepared. The enantiomers of [6]-helicenes are
known to be thermally stable6 and two methoxy groups were
added to obtain an electron rich meso-aryl group. These new
functionalised [6]-helicenes were prepared according to the
well-known 6p-electrocyclisation followed by aromatisation.10

Reacting the aldehyde derivative of this dimethoxy-[6]-helicene,
three equivalents of 2,6-dimethyl-4-tert-butyl-benzaldehyde,
with pyrrole under classical Lindsey condition gave, after
chromatographic separations and in acceptable yield, the
desired tetraaryl porphyrin base 3 (see Scheme 2). Metalation
with Ni(acac)2 afforded in almost quantitative yield nickel(II)
porphyrin 4.

Again, it should be noted that only one C–H bond (labelled
C22 in Fig. 2) of the first aromatic ring of the helicenic part was
available for the envisaged Scholl reaction. This free base
porphyrin was characterised by standard techniques (NMR
and MS) and single crystals suitable for X-ray were obtained
(see Fig. 2).

Despite many attempts to realise a cyclodehydrogenation
reaction with nickel(II) porphyrin 4, the fused porphyrin-
helicene 5 was never isolated. Many reported Scholl reaction
conditions with numerous oxidants (Fe(III), DDQ/TfOH, DDQ/
Sc(OTf)3, PIFA, . . .) were tried, but without success.

Several green products were obtained as traces after reaction
with iron(III) chloride, but always as a complicated mixture of
polychlorinated products in addition to degradation products.
This result was quite surprising, because the intramolecular
oxidative aromatic coupling gave cleanly compound 2. From an
electronic point of view, compounds 4 and 1 are almost
identical and therefore it seemed that steric hindrance was
preventing the oxidative coupling in the case of porphyrin 4.

The alternative approach to the six-membered oxidative
fusion was then attempted. Another substitution pattern was
needed for the [6]-helicenic part (see Scheme 3) and the desired
compound was obtained by a similar reaction scheme, but with
different substitutions (see ESI† for experimental details).

The free base porphyrin 6 was again obtained by the
statistical Lindsey conditions in 11% yield (see Scheme 4).
Quantitative metalation with Ni(acac)2 afforded the nickel(II)-
porphyrin 7. At this point, it should be emphasised that in this
new approach, two cyclisations were possible leading to five- or
six-membered rings after oxidation (positions respectively high-
lighted in orange and blue in Scheme 3). Despite this, only one
cyclisation occurred in the presence of iron(III) chloride and the
six-membered fused compound 8 was isolated in 89% yield
after chromatographic purification and crystallisation.

Scheme 1 Oxidation of nickel(II)porphyrin 1.

Scheme 2 Synthesis of a nickel(II)porphyrin bearing a [6]-helicenic meso-
substituent.

Fig. 2 X-Ray structure of free base porphyrin 3 (three meso-aryl groups
omitted for clarity).

Scheme 3 Comparison between two substitution patterns for the [6]-
helicenic aldehydes used and available positions for the oxidative cyclisa-
tion highlighted in colour. The starting aldehyde was prepared according
to published procedures.10
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The success of the cyclisation could be easily visualised, with the
orange colour of starting compound 7 changing to olive-green after
oxidation, affording product 8 (see Fig. 3). The high-resolution mass
spectra clearly showed the loss of two hydrogen atoms with the
mass diminishing from 1202.53 (exact mass for 7: C83H76N4NiO) to
1200.52 (exact mass for 8: C83H74N4NiO). The position of cyclisation
(blue vs. orange in Scheme 3) was determined by 1H NMR. If the
cyclisation involves the blue position of the helicenic subunit, the
two protons next to the methoxy-substituent will appear as two
doublets (indeed observed at 6.51 and 7.89 ppm, see ESI†). The
other possible cyclisation would afford a singlet for the proton next
to the methoxy-substituent.

Preferences for five- or six-membered ring formation during
the Scholl oxidation were observed earlier.11 The group of
Osuka checked the reaction of dibenzo[a,g]corannulene with
an M(II) porphyrin (M = Zn or Ni). When this large aromatic
substituent was located at the meso-position, the oxidation
reaction leading to the five-membered fused ring was observed.
Steric hindrance for the formation of the six-membered ring
was invoked to explain this high regioselectivity.12 The for-
mation of the six-membered ring to form compound 8 during
the Scholl reaction kept the helicene far away from the por-
phyrin ring, whereas the cyclisation to form the five-membered
ring would bring the helicenic moiety much closer to the

porphyrin ring. The unsuccessful attempts to cyclise nickel(II)
porphyrin 4 clearly illustrated this point.

The electronic spectra of the starting nickel(II) porphyrin 7 and
the fused product 8 are represented in Fig. 3. The expected bath-
ochromic shift after cyclisation and extension of the aromatic core
was observed for the Soret and the Q-bands. The formation of the
six-membered fused connection increased also the absorbance of
the Q-bands compared to the absorbance of the Q-bands for the
five-membered fused compound 2. The lowest energy band was
shifted from 530 nm for 7 to 662 nm for 8, reflecting the large
decrease of the optical gap (from 2.34 eV to 1.87 eV). The same
lowering of the HOMO–LUMO gap was found during electrochemi-
cal measurements, the gap between the first oxidation and the first
reduction decreased from 2.42 V to 1.93 V (see Fig. 4). The two
reversible oxidation and the two reduction waves of compound 8 are
typical of nickel(II) porphyrins (all electron transfers located on the
aromatic system).13 In compound 8, the starting neutral species
evolves to the radical-cation and the dication during oxidation and
to the radical-anion and dianion during reduction.

The fused nickel(II) porphyrin 8 (and also the starting
compound 7) contains a [6]helicene moiety and consequently
presents helical chirality. For both compounds, and also com-
pounds 3 and 4, the enantiomers were separated by chiral
HPLC (see ESI† for full experimental conditions). In particular,
the two enantiomers of nickel(II) porphyrins 7 and 8 were
cleanly separated on a preparative HPLC column ((S,S)-Whelk-
O1) and isolated with an ee higher than 98.5%. The electronic
circular dichroism (ECD) spectra of the two enantiomers of the
two nickel(II) porphyrins 7 and 8 were perfectly symmetrical
(Fig. 5). The presence of the extended helicenic aromatic system
gave chiroptical properties over the entire UV-visible area of the
electronic spectrum.

In summary, the preparation of a fused [6]-helicene-nickel(II)
porphyrin molecule was achieved. Due to the thermally stable [6]-
helicene moiety, these fused or non-fused molecules presented
intrinsic chirality and the separation of the two enantiomers was
possible by preparative chiral HPLC. The optical, electrochemical,
and chiroptical properties of the fused system were greatly modified

Scheme 4 Synthesis of nickel(II)porphyrin 8 fused with a [6]helicene.

Fig. 3 Electronic spectra of compound 7 (orange line) and of fused
compound 8 (green line).

Fig. 4 Cyclic voltammetry of compound 7 (bottom) and of fused com-
pound 8 (top): in dichloromethane, 0.1 M NBu4PF6, glassy carbon elec-
trode, 100 mV s�1.
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when compared to the simply linked helicene-porphyrin molecules.
This new chiral chromophore absorbs light over the entire UV-
visible region. One important finding for the fusion of helicenes to
an aromatic core of a porphyrin was the fact that steric hindrance,
due to the approach of the helicene moiety during the cyclodehy-
drogenation governs the feasibility of the reaction. The cyclisation to
form a five-membered ring did not occur with a [6]-helicene
substituent, whereas the reaction occurred to form a six-
membered ring connection. Work is now in progress to prepare
other porphyrinoids fused to one or several helicenes to obtain even
larger chiral aromatic chromophores.
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Fig. 5 Electronic circular dichroism spectra of the two enantiomers of
compounds 7 (top) and 8 (bottom).
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